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(Chemistry of tropones and tropolones. Translated from the English) 
Khfmiifa troponov 1 tropolonoyv. Perevod s angliiskogo A.S.Khokhlova. 
Pod red, M.M.Shemiakina. Moskva, Izd-vo inostrannoi lit-ry, 1956. 
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(Reactions and methods of analysis of organic compounds] Reaktsii i 
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According to the article, "Investigation in the Field of 
Sarcomyecin and Its Analogs. I. Synthesis of Dihydrocarbomyecin 
and Its Antipodes," by M. M. Shemyakin et. al., of the Institute 
of Biological and Medical Chemistry, Academy of Sciences USSR, 
Japanese chemists discovered sarcomyecin in 1954. The structure 
of this antibiotic was worked out, however, by a group of 
American scientists in the latter part of 1955. This compound is 
known to have antibacterial properties and is active against 
tumors. The American scientists also discovered that reduced 
sarcomyecin, i. e., dihydrocarbomyecin, has the same activity 
against tumors as the antibiotic itself. 


Soviet scientists started seeking routes to the synthesis 
of sarcomyecin and its analogs toward the end of 1955. The present 
report constitutes the first publication of the results of this 
research. The authors studied end developed a new synthesis of 
the racemates of cyclopetanone-3-carboxylic and 2-methylicyclopnetanone- 
3-carboxylic acids. The latter cf these acids was separated into 
optically active antipodes, one of which is identical to 
adihydrosarcomyecin. (Zhurnal Obshchey Khimii, Vol 27, No 3, 
Mar 57, pp 742-748) (Uv) 
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Dokl. AN SSSR, ee SL, 155), ey neating (750-7a."} BaCl4d3 K and ii i in a 
current of Tied and neutralization with E2504. In order te optain 
NCLil the vapors cc: passed through CaCl2 at 40° absorbed by anhydro. 
nolab -259, and rated wut a sbkution of COH50K or spontanesusly 
rar Helin with gn i ’ an alecholate. The previous reports see RZhKhin, 
L9G, Ceol, 
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CHAMAN, Ye.5. 
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Synthesis of peptides containi‘ig an f-oxy- o¢-aminoacid residue 
Dokl.AN SSSR 107 no.5:706-709 Ap '56. 
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USSR/ Physical Chenistry - Molecule. Chertical Bond. 


Abs Jour Referat Zhur - Khimiya, No 3, 1957, 1233 


4 eelectron interaction energy 


fractional contribution of 
(fourth number in paren- 


to the total BH energy in percent 
theses), and the interatomic O...H distance calculated 
from standard bond dict. and the bond angles (fifth nun- 
ber in parentheses in A.U.) have been determined for the 
following compounds: the vapor of the nononethyl ether 

of ethylene glycol (I) at 120-122°( 3665, 9, 0, 0, = )s 

I in CCl, (II), in the ratio 1:400 (3605, 60, 0.96, 0, 
1.80); phenol in IT, °.:400 ratio (3605, 0, 0, 0; -); gu- 
Aiacol in IL, 1:400 (3530, 55, 0-90, 0, 2.20); oxyoctenol 
in II, 1:400 (3475, LT, 2.38, 59-7, 1-95); benzoin in It, 
1:400 (3468, 147, 2.39, 60.0, 1.95); 2-hydroxy-l, h-napht- 
hoquinone in II, 1:409, 2398 (187, 3.07, 68.7, 2.25); 
2-benzyl-3-hydroxy-l, epanhthoquinone in II, 1:60 (3395; 
190, 3-11, 69.1, 2.25); 2.(" -naphthyl)-3-hydroxy-1, henge 
phthoquinone in IZ, 1:600 (3370, 215, 3.52, (207s 2025)3 
. emethyltropinone in Il, 1:400 (3116, 504, 8.19, 88.2, 


- 30- 
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2.25); vapor of the menomethyl ether of trimethylene 
glycol (III) at 160° (3650, 0, 0, 9, -); III in II, 
1:400 (3580, 70, 1.12, 0, 1.65); o-nethuxybenzyl alcohol 
(Iv) vapor at 163-1640 (3652, 0, 0, 0, -); IV in II 
1:400 (3585, 67, 1.08, 0, 1.65); diacctone alcohol in II, 
1:4oo (352k, 94, 1.52; 26-2, 1.65); methyoxybenzoic acid 
in IZ, 1:400 (3357, 228, 3.74, 70.0, 1.65); salicylic 
acid vapor at Lkh° (3265, 320, 5-25, 78.7, 1.65); salol 
in II, 1:400 (3230, 355, 5.82, 80.7, 1.65); methyl sali- 
eylate in II, 1:4c0 (3205, 380, 6.23, 82.0, 1.65); ace- 
tylacetone in II, 1:0 (3050, 570, 9.26, 87.9, 1.65); 
monomethyl ether of 1, 8-dihydroxynaphthalene in II, 
1:400 (3431, 189, 3.07, 63.5, 1.63); 9-hydroxy-1-netho- 
xy-7-oxy-9-nethyl-5,0,7,8-vetrahydroanthracene in II, 
1:600 (3620, 0, 0, 0, -); 10-hydroxy-1-uethoxy-7-oxy-9 
-nethyl-5,6,7,8-tetrahydrcanthracine in II, 1:400 (3423, 
197, 3.20, 65.9, 1.63); 10-hydroxy-1-nethoxy-9-nethyl- 
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2CH,Cl). 116 g) BOS, and 190 mal. ( 
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CHCOCI (Pus 7 81°, m8 1.6165) gave 70-5% D-threo-1( p- 
nilropheny, }-3-(y,7,y-dichlorocrotonylamine 1,3-propanediol, 
mm, 4-5" (from }t Ac and (CHCIh), [a]4f —70.8° (Mey. 
bene I vecshae analog, m. §4-5°, [a iv 67, se. (Me:CO); 
' ade igh oy mixing the 2 isomers 144-5°; 

; Gr. g. vm in: dry dioxane was treated at i2-18° 12-15° with 2 2 45 

. ge CCH: CHCHCOCI over 0.6 hr.; after 0.5-hr. 0.5-hr. shaking , 
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aN or nOaccrec er m. 72-3°; the water 
of hydration is Icst at 100° in mene. This (od g-) in dry 
dioxane treated with 2 drops dry Et.N an kept 465 hrs.. 
gave 00% nr iso (pemrophensl) 2. Cy dichlorocroto- 
be lamino)-L, Se c-bropanediol ; 144-5°, identical with the; 
ve d efiuxing II with 20% Cra bat gave. ol 
87% CCh:c CHC Con and nd Ota. r. GoM. Kosolapoff : 
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SHCHUKINA, L.A.; SHEMYAKIN, M.M. 
eninigs gash 3 AAR 
Oxidative and oxidative-hydrolytic transformations of organic mole- 
cules. Part 27: Tautomeric transformations and properties of 
hydroxy- and chloroketocarbexylic acids. Zhur.ob.khim. 26 no.6: 
1708-1713 Je '56. (MIRA 11:1) 
(Acids, Organic) (Tautorerizm) 
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SHEMYAKIN, MMe; SHCHUKINA, L.A- 
eee ee eames 
Theery of oxidative and hydrolytic conversions of organic molecules 
Lwith summary in Znglish]. Biokhimiia 22 noel/2:214-225 Ja-F '57- 

(MLRA 10:7) 
1. Institut piologicheskoy i meiitsinskoy khimii Akademii meditsin~ 
skikh nauk SSSR, Moskva. 
(CHEMISTRY, ORGANIC, 

theory of oxidative~ 
molecules, review (Bus ) 


hydrolytic conversion of organic 
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Treatment of 7.35 g. N*phthalimi ich in-20 ml. H,O with 30 ape 
ml. 30% NaOH at 30° followed by.2.8 ml. NaOBr from 2.8 , 
mi. Br. 9g. NaOH, and 25 mi. Hy,Céprecooled to 0°, gradual 
cooling to 0° and acidification Ae HCI we pH 4,-and addi- 
tion of 10-15 ml. AcOH ga 80): 5%, N-quithranilic ‘acid; 
this on. pyrolysis «| -Diszntization-iq “ine. 
Jubeled I PLNA, in pits OE : buff 


6.38, filtration if necessary, and ing 
gave 90% diazoaminobenzene, m. 100°, in ‘which: the label: wo 
is on one: of the end Natoms.. Similar reaction:-of PRNHg: 2°: 

~ and NaNO, gave diazdaniinoben? ene labeled at the middle - 
N atom, : Isomerization of thes: i AcO: osenhatice 
and Unger, C.A..22,. 1761) gave, am! inoazabenzene, which | 
was dinzotized: and decompd. in phe preserice: “Of hydroqui-: 
none, or was thermally decompd. 1it150°, “The exam. of.- : 
isotope distribution of N'iu the rere shows. that tas . 


fer of the reactive center-from one N atom to another during 
reactions. Acylation with PhyC:i2O gave the. bi clap A 
acetyl. deriv., decomp. 143°, whos: decompn. | indicated 

equalization of isotope. compn. of : N on ue serminnly stone 
of the triazene. ; os GM i. pevehegeeh 


dual Seay of. the eaece is not: fneael with piled 
ae 


ihn Wt AA, ANE A eat Ee at A a ct a ee 


APPROVED FOR RELEASE: 08/23/2000 CIA-RDP86-00513R001549020019-0" 


"APPROVED FOR RELEASE: 08/23/2000 CIA-RDP86-00513R001549020019-0 


0.5 
A att is 200-2. —To.0.6. 
hin ia aes added at 10° a5 &-. 


3 mi..7 
ion in of inixt, treated Whe with. 0. Hiss, : veidng 


73°, wh 
“vith 


a, 
crude product tgent 


y on after. 2 as iwi h Ne ite was aon 
tele Aneel ane Valasi, Kh A; os oe ape and the 
fe bse oe cca 
i} 
3 in PhN 


forma 
as of the N. ntoiws, 


eeier: - oo ee eae 

‘ a oe cuearetore % 

op aman grensiar OT he AE aie Byers . 
sayeacoet! vi is: 


APPROVED FOR RELEASE: 08/23/2000 CIA-RDP86-00513R001549020019-0" 


"APPROVED FOR RELEASE: 08/23/2000 


CIA-RDP86-00513R001549020019-0 


Ee" —S=S 


: » oes I 
c ' @vAcs CHAMAN, Ye.S.; u 
SHEMYAKIN, MMe; RABDBL', G.A.; 
Ye.I. 


khim, nauk 
syvnthesia of racemic sarkomycin, .12V. AN SSSR, Otd. CMTRA 11:2) 
no.821007 Ag '57. 


in~ 
e 


skikh nauk SSSR. (Sarkomycin) 


APPROVED FOR RELEASE: 08/23/2000 


CIA-RDP86-00513R001549020019-0" 


"APPROVED FOR RELEASE: 08/23/2000 


’ 


CIA-RDP86-00513R001549020019-0 


TRRENT'VEV, A.P.; YANOVSKAYA, L.A.; RUKHADZE, Ye.G., redaktor; 
RODIONOV, V.M., akademik, redaktor [deaceased]; KAZANSKIY, 3.A., 
akademik, redaktor; KNUNYANIS, I.L., akademix, redakter3 
SHEMYAKIN, M.M., redaktor; VEL! NIKOV, N.MN., prof, redaktor; 
LURIVYE, M.S., tekhnicheskiy redaktor. 


[Polarographic analysis in organic chemistry] Poliarograficheskii 
method v organicheskoi khimii. Moskva, Gos. nauchno ~ tekhn. izds 
vo khim. lit-ry, 1957. 388 r- (Reaktsii i metody issledovaniia 
organicheskikh soedinenii, vol.5) (MIRA 10:10) 


1.Chlen-korrespondent AN SS&R (for Shenyakin). 
(Polarography) (Chemistry, Organic) 
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Alnitial stages of sya 
Lyd Kolosov, At: Sa a 
oblady Akad. Nauk 55.9.8. 1h, 7201967 }.— 
~~ Tnitfal, ateps of the syntheses Sf the tetracycline group of 
‘antibiotics are reported, © Coadensation of 1,4-nnphtho- 
“quinones with butadiene and ts derivs, at 100° gave the . 


following (1) (R; RY, Rigiven}: H, McO, 2, 83%, 1 {4a- 
$5 MeO, HL, FE OG m- HI-Ti2 (A 239 und sadn); dcO, | 
H, H, 8%. ut. 113-6-14.5° aad 135,.5-0.5°. “The eondes- 
bh CH CHC. : ; 


sation of ganethoxynaphthoquinose wit! 

(OMe): CH: was ruts iy, Catly vader CO, -12. bes. al 100° - 

Vielding 04% mixed jsomers: which “gaye BH% EF (MeO, | aw fr A) 
‘ie0, H), 0. 144-5" (a 227 aid 338 rnp), and I (afcO, H, nis : 

i : 4fcO), 155, m. b4i-3° (2g !,-a38 ma), the structures OF” Pe 

y which were proved. by nxidation to the ‘dimethoxyanthra-. . 

quinones, ad hydrolysis tu the dihydroxyaathraquinvnes, 

identified as the divest derizy., M- 707-8°, and 2D4-5°, resp. 

Tin CcHe gratually treated wih strong cooling with McMgl 

(net over D5YL excess} yielded QR, Ri given): A, H, 70%, 


; so MT? (A DAS at ag] ing); Ae, H, V2% sm. 19 
i (d 230 and 317 yeh EC AfEO. 4heO, FL} yave 2 products: 
i tT (ALCO, MeO}, 12%. 191-35, and Ha, 1905, a. 187.5- 


6°, The structures were oroved Dy: con vel st 


red spectra showed typical. chelation 3) 
ess Mebtrl and: reversal of the orser of 
i if 
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aoa Pet Yant G. 7 Cea ama aw, E 


.6°.(4 241, 208, 806; “410; aad 338 map. ‘The keto alo: . 
; Beas hich are réally enol’ devive.'aze attacked ; “fe “ad 
ae KCl under. the-above conditions yield! tie the. LON fi43 ie 
ew ketones of the. tetrahydroanthracen fico), i 
Bee eS Bw Rin HeO) gusiV(R mM = e0.2 = Ch a, 
fens : mR, 
: ‘Riss MeO) Meer kia eH, Z = POH CON a 120d". 4 
"Ef he substance, hawever, is: ihaken in Et,O with 1-29 HCL 
at.20° only the MeO group of ring C is attacked. - Thus, 
JIE (R-= H, Ri = McO)- give 63% 2-0x0-9,10-dikydroxy~" 
6,10- dinsethyh - 1,,3,4,44; mani: lah yercaniareceats mm. 
7185-8°. +. M. Kosolapatl 
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The Tautomerism of Arylazotropolones. 20-3~29/59 


in position 3.cUn this occasion they change into corresponding 5-ar- 
ylazo-4-carboxylmetnyl tropolones(VII);this reaction does not take 
Place in the case of the -nitial tropolon(IIIg),in the case of the 
tautomeric models VY g-V e, however,absolutely natural,wshere the se- 
paratable carboxyl group is in a 8-position with respect to one of 
the carbonyl groups.Finally it was found that on the occasion of 
the transformation of the arylazotropolones IVg-I¥e into acids (VII) 
and also directly from tne latter,slightly neutral compounds (VIII) 


which were obtained by chemical investigation could be confirmed 
spectroscopically.The capacity of the arylazotropolones for the a- 
bove discussed tautomerism was recently noticed by Nozoe who also 
Card 2/2 observed the formation of the chinoxalin-derivates with o-ptienylen- 

diamine.In the experimenta} part the usual data concerning the pro- 
duction methods and the constants of the substances in question are 
given. There is 1 table and 1 Slavic reference. 

ASSOCIATION Institute for Biological and Medical Chenistry of the Academy of 
biedical Sciences of the JSSR and of the Moscow Textile Institute. 
(Institut biologicheskoy i meditsinskoy khimii Akademii meditsins- 
kikh nauk SSSR, Noskoevy tekatil'nyy institut). 

SUBMITTED June 17, 1967.7 Neve me 

AVAILABLE Library of Congress 
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rks] Izbrannye trudy. Moskva, (MERA 12:2) 
[Selected wo 


1958. 792 Ps (guomiatry, Oreanic) 


APPROVED FOR RELEASE: 08/23/2000 


CIA-RDP86-00513R001549020019-0" 


"APPROVED FOR RELEASE: 08/23/2000 CIA-RDP86-00513R001549020019-0 


SEEMYAKIN, HM. M. (Moscow, USSF) 
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"Etnice were zur Synthese von Tetracyclinen 


wy O50. 
t submitted for Iv Intl. Cong. of Efocnemistry, Vienna, 1-6 Sept 19D 
report subm x 
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LUTHORS : Shemyaxins 4M. M., Kolosov» M. Ne; 501 /62-58-0-34/ 27 
“‘KpHUZOV, Ts Asy Onopriyenkos Ve Vey 
Shatenshteyns G. Ae 


TITLE: The Course Taken by “he Synthesis of Ring A of Tetracyclic 
Compounds (put! sintese kol'tsa A tetratsixlinov) 


PERIODICAL: lavestiya Akademii nauk SSSR, Otdeleniye khimicheskikh nauk , 198s 
Nr 6, pp- 7194-795 (USSR) 


ABSTRACT? Already in 4957 the authors of this report described the 
: synthesis of tricyclic compounds in which 2 rings, with respect 
to their structure, resemble rings D and © of tetracyclinic 
compounds. The third ring» which corresponds to ring 3» 
contains 2 pinary compound or a potential carbonyl group- At 
present the authors 4re studying the possibility of synthetizing 
ring A and describe this synthesis- The group CHK - CO, is 
introduced into the initial ketone, ketone egter is 
ethylated, ethynyl carbinol (formule III) y=c CH is hydrated 
in the neutral med:.um and oxy-ketoester (formula TI;Y=Ac 
is cyclized into an oxy-¢ike tone (formule LIl; 2=4)- 


gard 1/3 (Formule TIT; ZosCouHR). The scheme has the following form: 
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Course Taxen by the Synthesis of Ring A 300 /62-58-6- 34/37 
Fetracyclic Compounds 


x X X 


(C1) 
Vs wlace us : 


(I) (II) (III) 


There are 2 referenc2s, 1 of which is Soviet. 


ASSOCIATION: Institut organicheskoy khimii im. N. D. Zelinskogo Axademii 
nauk SSSR i Institut piologicheskoy 4 meditsinskoy khimii 
Akademii meditsinskikh neuk Ssh (Institute of Qrsanic 

Chemistry imeni ‘. r, Zelinskiy, AS USSR and Institute of 


Biological an. Msdieo-ehemistry of the Academy of Medica 
Card .2/ 3 Sciences of the USSE) 
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: AUTHORS: Snicorin, 43. ee Srenyokin, i. sees B07, cee ger re ene 
Kolosov, Me Fb. ide dete ndlas eens 
TITLE: Internoiceular Interactiom Between Acetylene and its Derivytives 
(leshmolekulyarayye yonimoteystviyn a ere ana Loved 
proisvodny kh) 
PERIODICAL: Tavestive Akademii nans SSSR. Otdeleniye thin. heck ish WIAs 


1958, Nr 9, pp 1133 - 1134 (USSR) 


ASSTRACT: Considerin, the peculiarities of the c:: 
of acetylene and its jerivitives the 2 
possible thet these eaoras mignt te 

plexes with one snoth and with solver 

could sng from Ene hyd ro, yen pride & 

(Fe 0G 4.0.5 Ss m, —-c sc, snd not 

of the ee atsorption spectra showed frequen’ y ohn a3 

in the @ C-H and — Cac - groups of acetylene i 
derivatives in dissolving in acetone, etner, yrs 
jioxane, in sublinitiizs f 

1: a8 


u 
state ard in s 


lutions oi 


Card 1% the acetylene molecule 
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Intermolecular Interactions Between Ace 
Derivatives 


e solvent by forming hydroger. bonds. 
acetylene molec:les and tne homologs and 
tylene is erently possible pecause of tn 
on shift in the #C - H end -C #C- bonis (waist 
ng to many other molecules). For this reason i 
cular elec.ron orbitals are ‘ny pothesized. The autnors 
a new phenomenon in intermolecular intersection. 
lly that the fFornation of nydro.er 
pridze bonds and 1 the molecules of 
acetylene and its It was demonstrated 
that the hydrogen of she = 1 % deuterium 
in the dissolution of 
CH OD. For R-C=CD in cel, 
ware found: 


V(SC-D) = 2600 en's) (-C¥C-) = 1957 en 
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i i: Fiziko-khimichesl 
SSOCTATION: Fiaixo--s- : eke Lae : 
Ree Chemical Institute imenl L.Ya.Karpo ee 
koy i meditsinskoy khimii Akademii mecitsins: 


: wt sen] Chen ciny of the 
‘tute of Biological and Medics 
on eater Sciences of the USSR) 


June 24, 1955 
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AUPUORS : 


igen? oP Ste ven ¢ 3 i zuchneniye 
ete ae ~ ne vTt Fro: : msn Sie "Investiga- 
reaxtgi? orecens { te : - 
£10NnS iii 
Previous Roeper 


PERIGDICAL: Zhurnzl Okshchey Khinii,1958 Yol.26.s 


} Lent-an cf the synthesis oF emino acids nark- 
ABSTRACT: I Higa : 


3 t 
the authors d to apply Siq:ien's 

reaction for the pr jon of aliphatic uldehydes trem 
corresponding aitri 
this case provided : 
authers were forced : - ee 
dovelopmens at tle exampe Cs % : ee. 

the aldehydes of the aliphatic ¢ healt am 
hydride). Later these conditions were also extende een 
the synthesis of cther aldehydes - acetaldehyde and ee 
acetaldehyde. The fcilowing was ascertained as a eee 

2 a t ae Bk 

the investigations: *) The seit of the aldinine end 0 

ne Heyer fun: stannic acid. which develops iamediately 

tN 1EXEE0R.0F) Stan. SB 


nS r 
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1gad@ in the reaction 


the phenyl- 


during the Tea ior 
certain 
deposits 45 sediment. whereas the 
y remains in solution, and 
antirely. 
reaction 1n 
sc the residue after the se~- 
be investigated. 2) The best 
'e te 25°C (Table 1). 
reaction is 7 
quantity ur s% .c¢ chieride 
o-veleric cldenyde is 7 moles 
5) Presence of water in 
mediuli 3 cots a dipinution in the yield of 
(Tavie qi. As @ suit of the investigations 
agcertained that tne yield of iso-valeric 
best conditions is 6* C4 fof acet- 
“and of ynenylacetaidehyde 55 - 60 fe 
that the transformetion reaction of 


Card 2/3 nitryla ints ami:u etners comretes wit the reduction 
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as: ' on 
79-22-2-29/65 
Investivation of Steffen's (Stefen) Reaction. (Report VII Prem the Serics 
< . . e - { 5 -. 
"Inve tic tions in the Field of Compounds Iarked by 014 ona Wide, -revious 


Report Cee Reference 1) 


rection of nitryls to aldimines. The transformation re- 
eetion tales place under the influence of aleshol de-~ 
veloned in consequence of the decomposition of ethyl ether 
ty hydrocsen chloride. At higher temperatures this process 
can entirely orevent the reduction of nitryl. Starting from 
Ke '4;: “--" poduction of benzilcyanide to phenylacetaldehyde 
after Steffen wes usei for the synthesis of the pnhenyl- 


alanine-2-C'*. There are 4 tables and 26 references, 4 of 
whieh are Soviet, 


aTIOMs: Institut biolovyicheskoy i meditsinskoy khinii Akadenii 
ceditsinskikh nouk 39 


3S3R (Institute for Biological end Ye- 
‘ical Chemistry of the Academy of Medical Sciences USSR) 


vitae tastes! Ble ok. Soesee. 
MICs Prats 19, 4997 
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AUTHORS: Shenyskin, ates Maymind, V. Te soy 79-28-6-61/63 
Vaychunaytey B. K. 


TITLE: Letters to the Editor (Pis'ma ¥ redaktsiyu) Investigation of 
the Wallach Regrouping and Its Rela_ted Reactions (Izucheniye 
perecruppirovki Vallakhe i rodstvennykh yey reaktsiy 


PERIODICAL: Zhurnal obshchey khinii, 1958, Vol. 28, Nr by 
pp. 1708 - 1709 (USSR) 


ABSTRACT: Lately the authors ex lained the reaction mechanism of the azoxy 
pinding by means of NID (Ref 1) and found that this process takes 
place through the stece of formation of the intermediate dioxy 

compounds. At present they use nid for the investigation of 
various jsonerization: of azoxy compounds - of the Wallach re- 
grouping and of its related reactions. For this purpose the 


GH,N14(0) =e Cis (Refs 2,3) Was synthetized from CO HeN 19H 


and 0-0, i He gH ,Cil0; the product was then subjected to a regrouping 


into the o- and p-—- oxyazobenzenes on different conditions. The 
isotopic conposition of the nitrogen jin azoxybenzene was de- 
card 41/3 termined by prominat ion and subsequent reduction cleavage (Ref 1)» 
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Letters to the Editor. Investigation of the Wallach 304/19 -28-6-61/63 


Regrouping and Its Rela_ted Reactions 


nzenes by reduction with tin in concentrated 
t 85-909 It was found thet in the presence 
e regrouping of azoxybenzene 
ied by & complete balance 
f either nitrogen. On the action 


of 63% sulfuric acid on azoxybenzene the same results were ob- 
tained, which does not agree with g in publications. 
From the experinents carried out llows that 
the conversion of the azoxybe benzene takes 
place in two ditferen* ways: 
mentioned in scheme 4 - this regrouping takes pie 
stage of oxide formation, and in the other way - the secondary 
way mentioned in scheme 2 - it takes place without touching this 
stajse. The regrouping under the influence of ultraviolet light 
was only little accompanied by the balance of the jsotopic com- 
position of the nitrogen of the o-oxyazobenzene (Schene 3). 
There are 5 references, 2 of which are Soviet. 


and in tne oxyazobe 


hydrochloric acid @ 
of chlorosulfonic acid (Ref 4) th 
zene is accompén 


Card 2/3 
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Letters to the Editor. Investizetion of the Wallach SCV; 79-26-6-61/63 
Rejrouping and tts Related Reactiors 

stitut biologicheskcy i meditsinskoy khimii Amiemii metitsinskikh nauk 
SE. (Institute of Biclogical and Mediczl Che:istry, Acadeny of 
ciical Sciences USSR) 


a 


I 
S 
M 


SUL.ITLTED: Pesruary 24, 1958 


i. Azoxybenzene+-Synthesis 
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s0V /79-28-9-15/6" 
Tee Thenyaninyg ot ie,  “aloaovy wlooORA, “erapesyany le Tey 
podionov, Ve Yee 
on owe Investigations on Sercomicin and Its analosg (Tscledoveni ;% 
v ovlesti garkomitsina i crego sralogov) II. Sontheris of the 
yeomicin Tsomer (II. cintez jzonere garhomiteine } 


r 


av TOLL: cnyrnel obshchey khimii, 1958, Vol. 28, ‘Mr Sy wre 7908-2074 
(issn) 
PULP ZLot: “n connection with « previous publication on eneromicin (ueF 1) 
the authors worked on synthesizing this entisiotic {Tormul:s 7) 
and its etnyl ester isomer (II), which difters trom gercomicin 
in the positions of -tg methylene groups. nithough sarcomicin 
hes a simole structure its synthesis is esvecislly aifficult 
becauge it is easily ovidized end has a tendency to polymerize 
ani to form isomers, ‘Iherefore, an energetic reaction cannot 
be cerried out, and only mild rearents end lowered reaction 


temperatures cen be used. Since the characteristic R-methiylens - 
not stend stron: treatment 


y-keto-acid grour in sarcomicin cen 
tira 1/3 the splitting oF csuarternary ammonium salts of the type 
/ Ps o A 
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Ivevectieotiongs on “arcomcin and Ite Analogs. S0V/79-28-3-15/66 
Tl. Synthesis of the Sarcomicin Teomer 


~cocl (Ci, §R,)- seemed to be a promising synthetic method. Gne 


cun synthesize in various ways the compounds of type (III) 
necessary for producing sarcomcin. The simplest way to syn- 
thesize these compounds was to use the easily obtainrble 
eyclopentenone-5-carbonic acid (IV), by introducing the ai- 
alky] aminonethyl group into the 2 position by the Nennich 
repetion and thet halogenalkylaving the resulting tertiery 
cnine. The synthesis of the isomer of the antibiotic sarco- 
micin (which ig used against malignent tumors) was sceonplish- 
ed in thie way. The starting material was cyclopentenone-3- 
carbonic acid. This sompound wes condensed with formaldehy?<« 
end pineridine. The next steps were esterification and iodo- 
methylation, and the end-product was then converted to the 
corresponding quarternary ammonium selt. The splitting of thre 
sult yielded the ester of the igo-sarcomicin. There are 1c 
references, 2 offwhica are Soviet. 

Inetitut: piologicheskoy i mediteinskoy khinii ikedemii medi- 


teainskikhn nauk SSSR (Institute of iological #nd Vediest 
Chemistry of the Academy of Medierl Sciences USSR) 


APPROVED FOR RELEASE: 08/23/2000 CIA-RDP86-00513R001549020019-0" 


"APPROVED FOR RELEASE: 08/23/2000 CIA-RDP86-00513R001549020019-0 


PHASE 3: BOOK EXPLOITATION SOV/3494 


Reaktsii 1 metody issledovaniya organicheskikh soyedineniy, Kn. 8 (Reactions and 
Research Methods of Organic Compcunds, Bk. 8) Moscow, Goskhimizdat, 1959. 
4h6 p. Errata slip inserted. 4,200 copies printed. 


Eds (Title page): V.M. Rodionov, Academician (Deceased), B.A. Kazanskiy, Acad- 
emician, I.L. Knunyants, Academician, M.M. e » Academician, and 
N.N. Mel'nixov, Professor; Ed. (Inside book): V.P. Yevdakov; Tech. Ed.: 
V.F. Zazul'skaya. 


PURPOSE: This book is intended for laboratory personnel at industrial plants, 
for instructors and students at higher educational establishments, and par- 
ticularly for scientists and researchers working at the numerous research 
institutes in the Soviet Union. 


COVERAGE: This is the eighth volume in a series "Reactions and Research Methods 
of Organic Compounds." This seri2s does not duplicate the one published in 
English under the title “Organic Reactions" and appearing in Russian transla- 
tions however, some material, of particular interest, is included in this pub- 
lication. The present series is primarily devoted to reviewing the works of 
Soviet chemists. The eighth volune of this series deals with thiocyanation 


Card 148° 
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AUTHORS: __Shemyakin, 3. M., lenisova, 4, I., S0V/52-59 0-16 42 
a OL Minadenien a MCE Le A 


Chaman, Ye. S, 


TITLE: Investigations in the Field of the a-Substituted g-anirs icids 
(Issledovaniya v oblasti a-Saneshchennykh G~aminokislot), 
Communication 5. Hethods o* Preparing Substituted a,a-Dianino- 
arboxylic Acids (Soobshcheniye 5, Syosoby polucheniya za7e- 
shchennykh a,u-diaminokarbonovy'ch kislot)} 


PERIODICAL: Izvestiya Akadenii qauk SSSR. Otdeleniye khimicheskikh rent, 
1259, Nr 4, py 690-594 (USSR) 


ABSTRACT: In the present work it nas beer confirmed that variou- 
aya-diamino acids enn easily be obtained in the fern at derive 
atives by the method recently proposed (Refs 20-23). Tag 
has made the production of many of these acids possili-, it 
has been found that a quick reaction of the aniline used in 
the reaction (aniline, benzylamine, piperidine) with the 
oxazolinone ring makes it possible for this amine to act 
directly on the intermetiate product, bromooxazolinine eeaae 
This sives the corresponding amides of a-anino-«-acylanino-— 
carboxylic acids of type (IV) in a good yield (Schemes (I) — 

Card 1/3 56 es cane eee (IV} and Tables 1 ana 2). 
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Investigations in the Fiel¢ of the s-Sutstit:te3 SOV /62-59-4-19/42 
a-Amino Acids. Communication 5. Methods o: Preparing Substituted 
aya-Diaminocarboxylic Acids 


If the amine used opens the oxazolinone ring only slowly, 
secondary reactions (polymerization, resinification) are 
observed, whereby the yield of the final compound is reduced. 
In some cares (I¥) cannot be precipitated at all in individual 
form (Table 1). In these cases the oxazolinone ring must be 
opened first by another reagent. The corresponding esters of 
a-amino-a-acylaminccarboxylic acids (VI) can be synthesized 
in a satisfactory yield if 1 mole of any alcohol (or mercaptan) 
is previously caused to act on bromooxazolinone (III). These 
compounds may also be synthesized with such amines (aniline, 
benzylamine, piperidine, etc) as are suitadle for the 
synthesis of amides of type (IV). (Schemes (1) —» (II) > 
(III) — (¥) -= (VI) and Table 2). It must be mentioned that 
this reaction is accompanied by secondary conversions in some 
cases. nother synthesis of the substituted wyuedienina- 
carboxylic acids has been found enrin an investisntion of the 
properties of u-hydrory-u--cylenino acids (ViTI). It has been 
found that these acids can b2 converted into uyiedi-facyl- 
Card 2°3 amino} acids (IX) when heated with acid amides. Jone of these 
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Investisations in the Fiela 
u-amino Acids, Communication ¢5. 
uya-Diaminocarboxylic Acids 


acids have been syrthesized be: t ig method (Tab 
are 2 tables and 2¢ references, € of which are 


ASSOCIATION: Institut biolozicheskoy i meditcins'oy khimii Abade: it 
meditsinskikh nauk SSSR (Instilute of Blologicel an? Yeiizal 
Chemistry of the Academy af Medical Sciences, U5S#) “v4 
Moskovskiy tekstil'ayy institut (Moscow Textile I ef 


SUBMITTED; July 13, 1957 
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AUTHORS: Shemyakin, MN. i., Shigorin, D. 7., SOV/62-59-4-20/42 


“‘Shchukina, L. A., Semcin, Ye. P. 


TITLE: Structure and Mechanism of the Hydrolytic Sslitting of 
a-Nitro-g-rhenylaceto .henon 9-Carboxylic Acid (Stroyeniye at 
mekhanizm gidroliticheskozo rasshchepleniya a~nitro-a-fenil- 
atsetofenon-o-karbonovoy kisloty) 


PERIODICAL: Izvestiya Akademii nauk SSSR. Otdeleniye khimicheskikh nauk, 
1959, Nr 4, pp 695-698 (USSR) 


ABSTRACT: To determine the structure of aenitro-aq-phenylacetophenone-o- 
carvoxylic acid and itis salts the spectra of these compounds 
were investigated in the present work (Table 1). These inves- 
tigations have provided an answer to the question relating to 
their structure and their different behavior in the presence 
of hydrolyzing agents. As was to be expected, a-nitro-a- 
phenylacet ophenone-o-c:arboxylic acid, like other aromatic 
o-aldehyde-(keto)-acids, has the structure of lactol (IIIb) 
rather than that of the keto acid (IV) in the crystalline 
state as well as in sclution. After the actual structure of 
the a-nitro-u-phenylacetophenonic acid and of its disodium 
salt had been clarified, its different behavior in the 
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presence of hydrolyzing: agents has been understood. js was 
shown before (Ref 3) tre C-C bonds can split in those com- 
pounds in which a protctropic group (V) is present or can be 
formed in the molecule. The tendency to split depends directly 
on the degree of polarization of the C-—C bond under the action 
of the substituent. a-Vitro-dinitrophenylacetophenone-o-carb- 
oxylic acid itself, having a lactol (IIIb) structure, does not 
only contain the required group (Vv) but also a nitro zroup 
which can polarize the splitting bond to a very high degree 

in the required direction. For this very reason the acid (IIIb) 
splits easily to form ghthalic acid anhydride and phenylnitro- 
methane if the pH-value of the solution exceeds 7. In the 
molecule of the disodium salt, on the other hand, the proto- 
tropic group (V) is not contained nor can it be formed by 
hydration owing to the structure of this salt. This fact is 
responsible for the resistance of this compound to hydrolytic 
splitting. There are 1 table and 11 references, 8 of which are 
Soviet. 
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Intermediate Stages ir the Syntresis of Tetracyclines 


Doklady Akademii nauk SSSR, 1959, Vol 128, Nr 1, pp 113-116 
Z 

“ssh Liefien ba NM htre SPSS 

In 1956 the authors grthesized tricyclic ketols of kind (I) 

(Ref 1). They are similar to tetracyclines (III) as far as 

the structure of two rings is concerned. In the third ring 

they have a reactive double linkage in position 2,3. The 

present paper investigates the addition of heterogenecus re- 

agents to the 2,3-doutle linkage of compuunds (I) for intro- 

ducing active groups into their molecules. The active groups 

are necessary for establishing a y-grouping (II) in the B-ring 

and for a further extension of the A-ring of tetracyclines 

by a method previously elaborated. Investigations have shown 

that compounds (I) with typical electrophilic reagents such 

ag Hal,, RCO,H and HOHal react readily. Thus, corresponding 


halogen derivatives, epoxides, hydrine halides, and halogen 
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ketones with good yie.ds are formed. Constants and analytical 
results of synthesized compounds are fiven in table 1. The 
synthesis of tricyclic ketols with active groups in the B-ring 
made by the authors provides the possibility of building up 

the A-ring of tetracyclines. There are 1 table and 3 references. 
2 of which are Soviet. 


ASSOCIATION: Institut organicheskoy khimii im. N. D. Zelinskogo AN SSSR 
(Institute of Organic Chemistry imeni N. D. Zelinskiy, 
4S ussr}. 
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Investigations of the Chemistry of Chloromycetin (1 Kycetin). 
IX. Synthesis of the New Analog of Chloromycetin (D-TREO-1 - 
(a -formyl phenyl )-2-dichloroacetylamino-1,3-propanediol ) 

Zhurnal obshchey kiimii, 1959, Yol 29, Nr 8, pr 2537 - 2533 
USSR ae bisa ns hs 

( ) EE trballt phi MEF TSE 

Of the analogs of chloromycetin (I,R=CHC1,) this hitherto un- 


described analog is of special importance (IV, X=CHO;R=CHC1,). 


The presence of tn2 aldehyde group within it allows for the 
Synthesis of a large number of other hitherto little accessible 
chloromycetin analogs. which are important for the further ex- 
planation of the varied dependence of the antimizrobic activity 
on the structure of these compounds. On the basis of the method 
elaborated by W,. F, Beech (Ref 2) for the introduction of the 
aldehyde group int» the aromatic ring by way of diazo compounds, 
the authors succeeded in applying the simple synthesis ef cp- 


* 


tically active chloromycetin analogs (IV, R=CHC2,} directly from 


sh omyzetin (I, R=CHC1,), suggested sy them (Ref 3}. for the 
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(1 -Mysetan). IX, Synthesis of the New Analog of 
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synthesis of the ai.dehyde they were interested in (Schemes). 
Initially, the transformation did not proceed from compound (1) 
but from its racem:.: N-benzyl analog (1,R=C (H,), since in this 


way crystallizing compounds are more easily obtained. With bares 
the diazo group was replaced by the aldehyde group in conm- 
pound (IIL, R=CoH,) under conditions suggested by Beech (Ref 2) 


as an optimum. Comyound (IV, X=CHO;R=C ¢H,) was easily separated 


in crystalline forn (yield 15%). This aldehyde was then cha- 
racterized in the form of the 2,4-dinitrophenyl hyarazone and 
other derivatives. The synthesis of compound (IV, X=CHO;R=CHCL, ) 


proceeded more difficultly. It wag synthesized as above f 
compound (III, R=CHCi,). However, it was not possible to 


it in crystalline state even after careful purification. This 
aldehyde was characterized in the form of the 2,4-dinitrophenyl 
hydrazone (yield 12%). There are 3 references, 2 of which are 
Soviet. 
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Synthetic Routes to Sarcomycine and Its 

Analogs 
The semicarbazone ol! the diethyl ester of 2-methylcyclo- 
pentan~3-one-1,1-dicarboxylic acid (VIII) was bromin- 
ated, and after elininating HBr the semicarbazone of the 
diethyl ester of 2-1nethy Lenecyclopentan-3-one-1,1-di- 
carboxylic acid 4 was obtained in 56% yield (mp 207- 
209°). Diester (X) was saponified and the gemicarbazone 


of the ethyl ester of 2-methyleyelopenten-l-one-3- 
carboxylic acid Or a obtained, in 74% yield (dec. 


temperature 220-230 
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Semicarbazone of the diethyl ester of 2-methylcyclo- 
pentan~2-olone=3-carboxylte acid (XVII) was obtained, 
tn 81% yleld (mp 160-161°), from IX) by reaction with 
water. Semicarbazone of P-methyleyclopentan-2-Olone- 
3~carboxylic acid *XIX) was prepared in 38% yield (mp 
187-1889) by saponification cf (XVII) and by subsequent 
decarboxylation of the intermediate (XVIII). 
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TITLE: Investigations in the Field of Tetrasyclines (Issledovaniya v 
oblasti tetratsixilinov). IV. Investigation of Different Syn- 

theses of the Pricyclic System DCB of the Tetracyslines (Iv. 
Igucheniy2 putey sinteza tritgiklicheskoy sistemy DCB tetra- 


tsiklinov) 


PERIODICAL: Zhurnal obshchey khimii, +959. Vol 29, Nr 6, pp 783? - +842 
(USSR) : yy ee 
Abe 1h d ? fr 3/7 


cals 


The structure of the well-known tetracyclines (I) has a speci- 
hich indicates the ways and methods neces~ 
t the complete synthesis of compounds of 
this type. On the basis of certain theoretical sonsiderations 
the authors tried to synthesize such ketols of the hydroanthra- 
cene series of type (III) and (Iv) in which two rings had to be 
similar with resp2c% %0 structure and spatial arrangement to 
the rings D and ¢ of the tetracyclines. The third ring had to 
offer the structural nonditiens for the subsequent building-up 
Card 1/3 of the ring A and for the introduction of the necessary func- 


ABSTRACT: 


fic characteristic W 
gary for carrying ov 
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tional groups of the ring B of the tetracyclines. The adopted 
method of synthesiz.ng these compounds consisted in the con~ 
densation of the *,4-naphthoquinones with butadiene or its 
derivatives and the transformation of the resultant adducts 
(II) into the ketols (III) which, on their part, can easily be 
hydrolyzed to give the oxy-diketones (IV). The first step- the 
diene synthesis, taxes place readily by heating naphthoquinone 
with the diene. By z:ondensation of the 5-methexy-naphtho -qui- 
none with Z-metnoxy -butadiane two isomeric adducts ~- (II a) 
and (Il e) in the ratio 4: i - are formed. The second step: 
the selective transformation of the Co-keto group of the ad- 
ducts (II) into the tertiary methyl carbinol grouping meets 
with some difficulties, it was however possible to carry out 
the reaction by means of megnesium methyl halide. The third 
step of the synthes:s cof the compounds (IV), the hydrolysis of 
the encl methoxyl vp to the keto group is only possible when 
using dilute acids. The synthesis of the tricyclines (XV) was 
thus performed on the basis of naphthequinones, in which two 
rings are analogous with the rings D and C of the natural tet- 
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racyciines with respect “9. structure and spatial arrangement. 
The presence of the reactive doutle bond. the enol grouping cr 
the carbonyl group -n the third ring of the zompounds (XV) sf- 
fers further possib:2ities for the introduction of substituents 
and for the building; up of the fcurth ring of the tetrsacyslines,. 


a 


There are «2 references. d of which are Soviet. 


Institut bictog.chesekey i meditsinekoy khimii Akademii medi- 
vainskikh nauk SSSR : Institut crganicheskoy khimii Akademii 
nauk SSSR (Institute of Biological and Medical Chemistry of 
the Academy of Medical Scienses. USSR. and Inetitute of Organic 
Chemistry of the Academy of Sciences, USSR) 


June 9. *958 
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S07/20-128-3-36/58 
Shemyakin, M, h., Academician, ‘Maymind, V. I., Yernolayev, 
K. if., Bamdas, 5. M. 


On the Reaction Mechanism of Osazone Formation 
Doklady Akademii nauk SSSR, 1959, Vol 128, Nr 3, pp 564-566(USSR) 


In spite of nat TeUeA tient one’ (nets 1-15), the formation of 
Osazones from a-oxycarbonyl compounds remains unclear. All 
respective hypotheses and assumptions can be reduced to 3 
schenes: A (Ref 1), B (Ref 3), and C (Ref 3). In order to 
fint the correct scheme, the osazone reaction was marked with 


On, If scheme A applies, the resulting ammonia may not contain 
an excess in N, but the N must completely remain in the 
osazone. If, however, scheme B is correct, the osazone will 
remain unmarked while the ammonia will contain the entire 
marking. Finally, if scheme C is the right one, the N excess 
will be distributed, in equal shares, between osazone and 
ammonia. Unfortunately, the investigation of the mechanism 
under discussion by means of tagged atoms ig much impeded 

by the fact that the narking may be diluted by exchange reactions, 
hydrolysis or substitution. These secondary processes could 

be avoided to a large extent, by producing the osazones in 
boiling isoamyl alcohol and removing the water from the reac- 


APPROVED FOR RELEASE: 08/23/2000 CIA-RDP86-00513R001549020019-0" 


"APPROVED FOR RELEASE: 08/23/2000 CIA-RDP86-00513R001549020019-0 


On We Reaction Mechanism of Osazone Fomation sov /20-128-3-36/58 


Card 2/3 


tion sphere. Then, the dilution of the marking in the hydrazone 
is inconsiderable at the beginning, and cannot conceal the 
reaction mechanism of’ ogazone formation. Therefore, it can 

be rather accurately judged which of the 3. achamea really 
applies. For thia purpose, the reaction muat be interrupted 
after a certain period (depending on the type of | aa 
used). The investigations were carried out with f-'?N-p-nitro- 
phenyl hydrazones of fructose, cyclohexanolone and henzoin. 
Boiling alcoholic soutions of the gaid hydrazone and of an 
unmarked p-nitrophenyl hydrazine (2 moles) were poured together, 
and subsequently boi‘.ed in the nitrogen current. The resulting 
armonia was immediately removed from the reaction solution. 

The isolation and separation of osazone, hydrazone and. hydra- 
zine was done as quickly as possible under conditiona.shich 
prevent a further change in the marking by exchange.reactions. 
As they could not be fully eliminated, it was more convenient 
to measure the isotopic composition of ammonia, not of osazone. 
Table 1 shows that the escaping ammonia at first always con- 
tained much more than half of the marking of the initial hydra- 
zone. Hence it is concluded that scheme B applies to all cases 
investigated. This scheme is distinguished from the others 

by the fact that the 1st reaction stage proceeds without par- 
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On the Reaction Mechanism of Osazone Formation SOV/20-12893-36/58 


ASSOCIATION: 


SUBMITTED: 


Card 3/3 


ticipation of hydrazine. As was expected, it could be observed 
that the osazone-fornation process can be divided into 2 stages 
with separation of ar intermediate monoimine of a-diketone Gar 
By the example of p-nitrophenyl hydrazone of benzoin, it 

was ascertained that prolonged heating at 60° in glacial acetic 
acid and without hydrazine causes its disappearance. If 2 

moles of hydrazine are subsequently added, an osazone previpita= 
tion is quickly formed. There are 1 table and 15 references. 


Institut birlogicheskoy i meditsinskoy khimii Akademii medi- 


tsinskikh nauk SSSR 
(Institute of Biological and Medical Chemistry of the Academy 


of Medical Sciences, USSR) 


June 22, 1959 
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hedsa of Ring Synthesis of SOV /2C-128-4-30/65 
3 of Intreducing tne N,N-Di- 


the Cyclchexancne Ring 


these problems. A model synthesis and some transformations cf 
the simplest compound of type (IVb) - the eater of threo-2-keto- 
cyclo-hexyl-N,N-dimethyl glycine (XIIa) - are described. The 
above-mentioned introduction into the cyclohexanone ring has to 
be carried out under such conditions and by such methods as are 
also applicable to the case of trivyclic oxydiketones (I). This 
method is described. The authors ascribed a threo-configura- 
ticn to the dimethyl-amino~keto ester cbhtained. This was also 
confirmed by further transformations (XVIII) and (XIVa). Table 1 
Shows the compounds ottained, their constants, as well as the 
compcesition found analyticaily and by computation (VIa ~ XXII). 
The dimetnyl-amino-xeto ester (XIIa) synthesized by the authors 
wag aiss investigated with respect to the introductisn of an 
ethinyl regidue into the molecule. This is necessary for build- 
ing up the "lower" part of the A-ring of tetracyclines by the 
method developed previously (Ref 2). It was shown that (XIIa) 
easily reacts with IC =CNa in liquid NH, at - &6° to form an 


ig supposed to 
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AUTHORS s Semenov Ne. ley Shemakin, Wages Eoochetgzov, Ne. ae 

TITLB: AcaGemician Alexsanir Nikolayevich Nesmeyanov.(On His 60th 


Birthday ) 


PLRICLICAL: Zhurnal ooshckey khimii, 19995 Jol 29, Nr 9; 
pp 2811 - 2816 (JESR) 


ABSTHACT: A. N. Nesneyanov (corn 9 9.1899 in Moscow) graduated from 
the Physical and ig thematical Department of ioscow University 
in 1922, became an assistant to the well-known chemist HN. D- 
Zelinskiy, and later was appoi 
ana mead of the Chair of Organic Ch 
highest cegreé in 1947, when he was elected rector. He pecame 

a member of the Academy of Sciences in 1943, and of other 
institutions later on. An outstanding speaker, he has a special 
talent or rendering the most complicated subjects intelligible 


and pleasant. His activities have covered various fields, frou 


a great namber of problems belonging to elemental-organic che- 
mistry to the synthesis of valuable new polymers, from theore- 
tical problems of reaction mechanism and reactivity to the 
introduction of methods of synthesis 


nted professor in ordinary 
emistry; he attained the 


acti relating to the compound 
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xs his numerous achievenerts 
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na still is attached to his invgetiee - 

ears f metals to the unsaturated compod pes 

ee Tare series, the exchange of metal - care 

ek aaa he above metais conta ining olen of te 

eee at has qiaplacenant of pee ae 
waniteldé re poet Aa) y i ment oS ‘ 
in the reactions 31 


” 


APPROVED FOR RELEASE: 08/23/2000 CIA-RDP86-00513R001549020019-0" 


"A . 
PPROVED FOR RELEASE: 08/23/2000 CIA-RDP86-00513R001549020019-0 
[seas 


sov/79-29-9-1/76 


the problem of the mechanism of electrophilic substitution 
on the saturated carbon atoa deserves special mertion. He 
investigated the wetatlocenes, netal-organic compounds formed 
by the interaction of the gypyd-electrons of the transition 
setals with the ™-clectrons of the unsaturated carbon bonds. 
The aromatic nature of ferrocene was proven by numerous Tre- 
actions. From 19398 to 1954, Nesmeyanov was the head of the 
rstitut organicheskoy khimii AN SSSR (Institute of Orgar.ic 
SChenistry aS USSR), fron 1354 nead of the Institut elemento- 
organicheskikh soyecineniy AN SSSR (Institute of Elemental- 
organic Compounds 4S USSR); 1926-48, secretary of the Ot- 
deleniye khinicheshikh na4k AN SSSR (Department of Chenical 
Sciences AS USSR), and since 1951 he is the President of the 
AkacGeniya nauk SSSR (Acadeny of Sciences, USSR). Since 1947 
he is the chairman of the comuittee presiding over tne scienti- 
fie Lenin Prize awards (foraerly called Stalin Prize). He was 
the Lenin Order, the Order of the Red 
the Stalin Prize First Class for sciernti- 


a i 


Gistinguished with 
Workers! Barner, and 


fic merits. 
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PERIODICAL: 


ABSTRACT: 


Snemyakin, M. M., solosov, M. NN. 


Onoprienc, V. V., Sien Yil-y4lan 


Investigation in tie Field of Tetracye 
Study of the Syncthnette Routs to the 
Tetracyclines ‘ 


42nurnal obsneney kinimii ooo 
pe 545-556 (USSR) [28 
Synthesis of compotind IX can be divided into tiiree 
parts: (1) construction or the upper parts or the 

A ring (Ia (Ib) or IIa (IIb) —» (V)) 3 (2) construction 
of its lower parts (V—sVI— VII); and cyclization with 
Subsequent introduction of carboxamide group (VII-—> 
VITI—sIX). 
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fivestiwatien dale RPleld ot Tetracgclines. 
VIT. Sthdy of the Synthetic Route to the & 


Katy OC Pebrere ed Press 


(VII) (VITI) 


The frollowing compounds can be used for construction 
of the upper ring:  dibromide.: (Ia); epoxides (Ib); 
ketenes (LIa); and ialcketones (IIb). The third 

way (IIa) is simpler. 
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Z= Ch, (CI dy or OCHs. 


The vourti way (Lib) puts the ecarbometnoxy group 
eyclonexane 


exelusively in a certain position of 


ETE 
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Construction of 


tnynylation | 


obtained 


(Xia) R= Et 
(MUL) R= # 
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PiQVOS SG Bee Sars oe See 
VIT. Stady of tne Syaties 


Hing of Tetracyed bites 


Na-enclates or nydvoxydliietone: Lo 
rormamide with exeess or the corresponding Lloocyan 
(sarboxyamidat ion i XAII and 


RAL), 


eo CTR 
a 
Nuva} 2 = Ph 
(Hag) f= Ac 
(Me) = 4 


(XXVa) R= AC 
(XXVB) R= 
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sor . aed : ree ae 
Geet dour dap tries i$ oY ‘Petr eyed toast. (7 O56 _ 
’ i e ny, <3 te en ee P . ey 2 a SF 
OP Oe ree theo Rohe ho bre SOV/TU 30-0 af, (6 


‘Lines 
come Properties of Cbtalned Products 


Starttie Material OQttatned Predtet Yiedd ppm pr 
(7) 

Oy cdot tities Lg : > 

ceecondary amine 

toluenesulfontie 

“edd to bernie 


X + bromoacetic ester AIL 
+ nydpolysis with 
aqueous metnarnal 


Sodilum malonic ester XIII } 51-153°, x = 20 1.4595 
+ Sechloroceyedione xanone 
+ maloni- «ster + 
benzene ; a2.9 
piperidine, py 


Garay 
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Investigation in tn 
VII 


Starting Material Obtained Product Yieid 
I 

Saturated HC=CH mixture oF BS 

solution in liquid XV-a and 

ammonia + Na + XII XVI-a 

+ abs. etner + 

NH), om 


Mixture of XVa and XV-b + motner / mp 1o1ee" 
XVI-a are hydrolyzed liquid 
with NaOH 


the above motherliquid XIX 2 63-649/0.04 
(5) + O.1N H,SO, 


XIX is hydrolyzed XVI-v 
with O.1 N NaoH, 

acidified witn 1 N 

H,SO, » and extracted 


with CHC1, card 7/11 
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ao fae ay 


T 


2 1 P See ph Fel ae See che ALT Peas 77 BE 
Investigation in the Fleld or Teb cacy 7iahes. ia gh en eg te c 
SOV /7G-30-2-37/7 


VII 


Starting Material Obvained Product Yield op/mm or 


Mixture or XVa and mixture or 
XVIa + annydrous XVII-a and 
alconol + mercuric XVITI-a 
acetate 


Mixture of XVa and mixture of 
XVIa + mercuric salt XVIlI-a and 
of p-toluenesulforn- XVIII-a 
amide + aicohol : 
Mixture ot XVIIa and XVII-b + motner 
XVIIIa + aliconol + Liquid 
hydrolysis with 0.4 

N NaOH 

Tne above motner XXI 

liquid (10) is 

boiled with 1N 


H,SO 
Card 8/1 
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-} Tiel iS Ge tel ERA 
Investigation in the File racyciines. (Ess nae 
VIL : SOV/79-30-2-3 
Nr Starting Material Obtained Product Yield op/mm pr 
(%) 
XXI is hydrolyzed XVIII-t 36 mp 95-106 
with O.L N Nao 


XVII-b is heated at XX C 70-719/0.12 x =22 1.4828 
150°/15 mm 


XVIII-o + Na,Co 


37 
AgNO, + etnyl 


iodide 
XVII-b or XVIII-b is XVIII-b trans in 88 
distilled at 130°/0.07 the form of 


lactone? 


Card 9/11 
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Starting Material Obtained Product 


XVIII-b in the 
form or léctone 


XVII-b or XXVIII-6 
+ 0.1 N H,S0), 


after 2 hours 


XVIT-at+ O5 N sodium XXII (cis) 
ethoxide in alconol 


XXII (cls) + di- 
metnylformamide + 
phenylisocyanate 


+ Of 
3 CH iH 


XXV-a + ammonolyse 


XXIV~-b +NH 


Card 10/11 
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SHEMYAKIN, Mikhail M. 


"Synthesis of Depsipeptides.” 


report to be submitted for the Symposium on the Chemistry of Natural Products, 
Intl. Union of Pure and Applied Chem. (IUPAC), Melbourne, Canberra, and Sydney, 


Augstralia, 15-25 August 1960 


Prof. Act. Mbr., Acad. Sci. USSR 
Dir. Inst. of the Chemistry of Natural Sompounds, Moscow 
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SHEMYAKIN, M.M.; MAYMIND, V.I.; VACHUNAYTE, B.K. 


Studies of compounds tagged with cl4 and wis, Report Ho.10: 
Reaction involving the isomerization of azoxy compounds, 48 
studied with the use of yl5, Izv.AN SSSR Otd.khim.nank n0.5: 


866-871 My '60. (MIRA 13:6) 


1. Institut biologicheskoy 41 meditsinskoy khimii Akademii 
neditsinskikh nauk. 
(Azoxy compounds) (Wit:ogen—Isotopes) 
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BERGEL'SON, L.D.; MOLOTKOVSKIY, Yul.G.; SHEMYAKIN, M.M. 


Synthesis of macrocyclic dincetylenic lactones. Isv.AN SSSR. 
Otd.khim.nauk n0.6:1139 Ji. "60, (MIRA 13:7) 


1. Institut khimii prirodnykh soyedineniy Akademii nauk SSSR. 
(lactones) (acetylene compounds) 
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BERGEL'SON, L.D.; VAVER, V.A.; SHEMZAKIN, MoM: 


New method of synthesizing unsaturated acids. Izv. AN SSSR Otd. khin. 
nauk no,10:1900 O '60, (MIRA 13:10) 


1. Institut khimii prirodnykh soyedineniy AN SSSR. 
(Unsaturated compounds ) (Acids, Organic) 
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SHEMYAKIN, M.M., akudemik; aRBUZOV, Yu.n.; KOLOSOV, M.N.; OVCHINNIKOV, Yu.A. 


Study of the synthetic paths used in building the ring system of 
BA tetracyclines. Dokl.AN SSSR 133 no.5:1121-1124 ag ‘60. 
(MIRA 13:8) 
1. Institut khimii prirodnykh soyedineniy akademii nauk SSSR i 
Moskovskiy gosuderstvennyy universitet im. M.V.Lomonosova. 
(fetracycline) 
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SHEMY AKIN, H.M.,akademik: Gav. dal AN, fS.Ye.; MAY: luv, ¥.I.; KUDRYAVTSEV, 
“ R.V.; KURSANOV, D.ii. 


Study of the isomerizations of azoxy conrounds by means of 018, 
Dokl. AN SSSR 1355 no.2: 346-349 N '60. (MIRA 13:11) 


1. Institut biologicheskoy i meditsinskoy khimii AMN SSSR i 
Institut elementoorganicheskiith soyedineniy AN SSSR. 2. Chlen- 
korrespondent ad SSSR (for Kursanov). 

(Oxygen--Isotopes) (Azoxy compounds) 
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ikhaylovi : ; KOLOSOV 
SHEMY AKIN, Mikhail Mikhayloviehs—KHOKHLOV, Aleksandr Stepanovich; Ki ’ 
ae ae Nikolayevich; BERCEL'SON, Lev Davydovich; ANTONOV, Vladimir 
Konstaninovich; SHVETSOV, Yu.B., red. izd-va; DOROKHINA, I.N., tekhn. 


red. 


i : i ikov. Izd.3., perer. i 
[Chemistry of antibiotics, Khimiia antibiotikov , 
dop. Moskva, Izd-vo Akad. nauk SSSR. Vol.1,. 1961. ppl-774. 
Vol.2. 1961. pp. 780-1550. (MIRA 14:8) 
(ANTIBIOTICS) 
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SHEMYAKIN, M. OM. (USSR Acad. Sci. Moscow) 


"The Chemiatry of Lepaiseptides." 


report submitted for the International Chemistry Symposium, Stenford University, 
1-3 March 1961 
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ShaiYaKlii, M. He, BERGELSUN, L. v., TAVER, M. M. (USSR). 
ae 
“a New Way of Fatty Acid Synthesis." 


Report presented at the 5th International Biochemistry Congress, 
‘Moscow, 10-16 August 1961 
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BEHGEL'SON, L.D.; DYATLOVITSKAYA, Ye.V.3; SHEMYAKIN, M.M. 
Intramolepular traps~acetulization accompanied by the formation 
of 1,3-dioxanes. Izv. AN SSSR. Otd. khim. nauk no,22358-359 F ‘62. 
(MIRA 1432) 


1. Institut khimii prirodnykh soyedineniy AN SSSR, 
(Dioxane) (Acetals) 
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ARBUZOV, Yu.A.3 KOLOSOV, M.N.3 OVSHINNIKOV, Yu.Ae; SHEMYAKIN, M.M. 
New reaction of halo lactowes. Izv. AN SSSR, Otd. khim. nauk no.2: 
377 F él. (MIRA 14:2) 


1. Institut khimii prirodaykh cs Maa AN SSSR, 


(Lactones 
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BERGEL'SON, L.D.3 VAVER, V.A.3 SHEMYAKIN, M.M. 


2 ee eeu f the Witvig reaction. 
Effect of the solvent on the steric course 0 ; 
ToveAN SSSR Otd.khim.nauk no.4:729-730 Ap ‘Ol. (MIRA 14:4) 


1. Institut khimii prirodnykh soyedineniy AN SSSR. 
(Shemical reaction) 
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